S2 Synthesis and characterization of phenols 4 and 5 and alcohols 7
Phenol (4a) was prepared according to general procedure B (see main text), reaction time 1h, mobile phase hexane -ethyl acetate (5 : 1), yield (70 mg, 94 %). 1 
S4 Course of oxidative hydroxylations monitored by 1 H and 11 B NMR
Hydroxylations carried out on analytical scale -general procedure E Boronic acid (7.9 x 10 -5 mol) and reducing agent (10.6 x 10 -5 mol) and other additives were dissolved or suspended in 0.6 mL of solvent and starting 1 H NMR and 11 B NMR (blank) was measured. Then catalyst 2 (0.4 x 10 -5 mol) was added and reaction mixture was transferred to small flask under balloon with oxygen and shaken. Spectra for kinetic studies were performed in defined times and the reaction mixture was every time transported from flask to NMR cell and after measurement again to flask to continue the reaction. D 2 O, CD 3 CN or methanol-d 4 were used as deuterated solvents.
Effect of hydrazine and ascorbic acid on 11 B NMR spektra. Phenylboronic acid 3a was dissolved in the mixture of CF 3 CH 2 OH (400 uL) and CD 3 OD (200 uL). Hydrazine hydrate or ascorbic acid (full amount 7.92 uL; 1.3 eq.) was added by parts to this solution into NMR cell and the broadening of boron signal in 11 B NMR spectra was observed. No change of 11 B NMR spectra was observed after addition of ascorbic acid. See below. 4-tolylboronic acid (3d) to 4-methylphenol (4d) Figure 1) 1 H NMR spectra, CD 3 CN -full screen 11 B NMR spectra, CD 3 CN -full screen Explanation of unexpected peaks in 11 B NMR spectra -generation of dehydroascorbic acid from ascorbic acid and its interaction with boric acid Ascorbic acid (14.09 mg; 7.9 × 10 -5 mol) and natrium acetate (0.34 mg; 10.4 x 10 -5 mol) were dissolved in the mixture of trifluoroethanol (350 uL), D 2 O (150 uL) and CD 3 OD (100 uL) in NMR cell. After blank measurement boric acid (4.88 mg; 7.9 × 10 -5 mol) and hydrogen peroxide (2.42 mL 30% water solution; 7.9 × 10 -5 mol) were added. After 10 min 11 B NMR spectra were measured. Control measurement was performed with commercial dehydroascorbic acid (13.75 mg; 7.9 × 10 -5 mol), boric acid (4.88 mg; 7.9 × 10 -5 mol) and natrium acetate (0.34 mg; 10.4 x 10 -5 mol) in trifluoroethanol (350 uL), D 2 O (150 uL) and CD 3 OD (100 uL). 11 
Monitoring of oxidation of

